Benzoylacetonitrile reacts with phenylisothiocyanate to yield the thioanilide (8). The latter compound neither reacts with hydrazine hydrate not /J-cyanoethylhydrazine.
In conjunction with the work directed for the synthesis of 4,5,6,7-tetrahydropyrazolo[l,5-a]-pyrimidines via the cyclisation of 5-amino-l-/?-cyanoethylpyrazole derivatives [1] [2] [3] [4] [5] [6] , samples of some substituted 5-anilino-l-/?-cyanoethylpyrazoles were required. The reaction of /9-cyanoethylhydrazine (1) with diethylphenylthiocarbamoylmalonate (2) seemed to be a possible route for the synthesis of the required compounds. 
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When compounds 1 and 2 were allowed to react in refluxing ethanol, 3-anilino-4-ethoxycarbonyl-2-pyrazolin-5-one (3) was obtained in good yield. The formation of this product could be explained via decyanoethylation of the intermediate 5-anilino-l-ß-cyanoethylpyrazole derivative (cf. Scheme 1). Consistant with this view is the ready dealkylation of N-alkylpyrazoles having an electron withdrawing substituent on the alkyl moiety [7] [8] [9] [10] [11] [12] (a mechanism for the dealkylation of 5-amino-l-/?-cyanoethypyrazoles via intermolecular aminolysis has been recently discussed 13 ).
Requests for reprints should be sent to Dr. Dr. M. M. M. SALLAM, Chemistry Department, Faculty of Science, Cairo University, Giza, Egypt. In order to synthesise an authentic sample of 3, compound 2 was treated with free hydrazine in refluxing ethanol following the procedure described by WORREL 14 . However, instead of getting 3, a mixture of two products of melting points 180 and 260 °C were formed. The same result was obtained when compound 2 was treated with hydrazine hydrate under the same experimental conditions. The higher melting point product was identified as 3-anilino-2-pyrazolin-5-one (4) 15 by melting and mixed melting points. Structure 5 was assumed for the other product on the basis of analytical and IR data. Moreover, when compound 5 was refluxed in acetic acid, it was converted into the anilinopyrazole derivative (4). The previous results prompted a reinvestigation of the behaviour of compound 2 towards the action of hydrazine.
It has been found that compound 2 reacts with hydrazine or hydrazine hydrate in a cooled ethanolic solution to yield the amidrazone (6) . The latter compound is readily cyclized into 3 by refluxing in glacial acetic acid. On the other hand, when 2 was treated at room temperature with hydrazine hydrate in the absence of solvent, the carboxylic acid (7) was formed. The structure of 7 was supported by analytical data, IR spectral data, and its ready conversion into 4 by the action of acetic acid. Moreover, titration of 7 against a standardized sodium hydroxide solution indicated a molecular weight of 264. That the reaction of 2 with hydrazine in refluxing ethanol, has resulted, in our hands, in the formation of a mixture of compounds 4 and 5, is in contrast to WORREL'S 14 reported isolation of 3 as a sole product of this reaction, this may be attributed to the presence of traces of acid in WORREL'S reaction medium as a result of incomplete neutralization of the hydrazine sulphate used by this author to generate free hydrazine (cf. WORREL'S method 14 ). This assumption might find support from our observation that compound 2 reacted with hydrazine sulphate in presence of sodium acetate to afford 3 in a good yield.
The behaviour of 2-phenylthiocarbamoyl-3-phenyl-3-ketopropionitrile (8) towards the action of 1 was also investigated. Compound 8 was prepared by the action of phenylisothiocyanate on benzoylacetonitrile in ethanolic sodium ethoxide solution. The structure of 8 was inferred from the fact that it gave the correct analytical data, and the IR spectrum which showed a highly shifted •HS=C=C-C=N previously made to account for the CN frequency shifts in enamino nitriles, and ß-hydroxy-a, ß-unsaturated nitriles 15 . Under several drastic experimental conditions compound 8 did not react with 1 or with hydrazine hydrate.
Experimental
All melting points are uncorrected. IR spectra were recorded in KBr on a perkin-Elmer 337 spe ctr ophot ometer.
Diethyl jphenylthiocarbornolylmalonate (2) The procedure described by RUHEMAN 
Reaction of 1 with 2
To a solution of 2 (5.0 g) in absolute ethanol (100 ml) 2.0 ml of 2 were added. The reaction mixture was left at room temperature for 6 h. The solid product, so formed, was collected by filtration and crystallized from ethanol, m.p. 200 °C; yield 3.5 g.
IR: 1660-1680 cm-1 (CO) and 2300-3300 cm-
(chelated OH and NH groups).
Analysis for C12H13O3N3 Calcd C 58.29 H 5.30 N 17.00, Found C 57.95 H 5.45 N 17.21.
Reaction of 2 with free hydrazine
A solution of 2 (5.0 g) in 95% ethanol (150 ml) was treated with two equivalents of hydrazine. The reaction mixture was heated for 4 h and solvent was then removed in vacuo. The resulting solid product was heated with 80 ml of ethanol and filtered while hot. The insoluble part (2.2 g) was crystallized from AcOH and identified (m.p. and mixed m.p.) as 5. 
Action of AcOH on each of 6-8
A suspension of each of 6, 7 and 8 (3.0 g) in glacial acetic acid (50 ml) was heated under reflux for 4 h. The solvent was then removed in vacuo and the remaining solid product was triturated with ethanol then collected by filtration and crystallized. The reaction product was identified in case of compounds 6 and 8 as 5-anilino-2-pyrazolin-5-one (5). In case of compound 7 the reaction product was identified as compound 4. Identity was carried out, in each case, by m. p. and mixed m. p. determination and also by IR.
Action of AcOH-HCl mixture on 4
A solution of 4 (5.0 g) in acetic acid (75 ml) was treated with HCl (25 ml; 6 N). The reaction mixture was treated with HCl (25 ml, 6 N). The reaction mixture was refluxed for 12 h. The solvent was then removed in vacuo and the remaining solid was then diluted with water and basified by addition of few drops of NH4OH. The resulting solid product was collected by filtration and identified as 5. Yield 2.0 g.
Action of Phenylhydrazine on 4
A solution of 4 (5.0 g) in ethanol (80 ml) was heated with Phenylhydrazine (2.0 ml) and the reaction mixture was refluxed for 3 h. The solvent was then removed in vacuo and the remaining product was identified (m.p. and mixed m.p.) as 5.
2-Phenylthiocarbomoyl-3-phenyl-3-ketopropionitrile (8)
To a sodium ethoxide solution (prepared from 5 g of sodium metal and 120 ml of absolute ethanol) 14.5 g of benzoylacetonitrile were added. The reaction mixture was then cooled in ice, treated with 13.5 g of phenylisothiocyanate and left to stand at room temperature for 15 h. The resulting solution was then diluted with water, filtered to remove the crude insoluble product which had precipitated and the filtrate was then acidified with diluted hydrochloric acid. The solid product so formed was collected by filtration and crystallized from acetic acid. Yield 10 g m.p. 190 °C.
IR: 1680 cm -1 (benzoyl CO); 2200 cm-1 (conjugated CN); 3170 and 3225 cm-1 (NH).
Analysis for C^H^ON^S

